IR (thin film) 2972, 2929, 1699, 1478, 1443, 1389, 1265, 1230, 1172, 1133, 1052, 869, 745 3, 210.9, 156.2, 155.8, 79.8, 79.6, 54.5, 53.9, 45.8, 45.7, 41.5, 38.5, 38.1, 35.2, 29.1, 28.5, 25.3, 25 
Decalin 7:
A round-bottom flask was charged with (+)-5-methylcyclohex-2-en-1-one (2.01 g, 18.26 mmol) and 2-tert-butyldimethylsiloxy-1,3-butadiene (4.68 g, 25.44 mmol) and purged 4 times via vacuum/argon cycles. Dry toluene (75 mL) was added and the solution was cooled to 0 °C. Diethyl aluminum chloride (19.1 mL, 1.0 M in toluene 19.1 mmol) was then added dropwise over a 10 min period. The resulting mixture was allowed to reach room temperature with stirring. After 1.5 h, the mixture was cooled to 0 °C and the reaction was quenched by addition of saturated NaHCO 3 (250 mL) and 10% potassium sodium tartrate (20 mL 
Bromo enone 8:
To a solution of decalin 7 (1.21 g, 4.12 mmol) in petroleum ether (110 mL) at -20 °C was added potassium tert-butoxide (1.39 g, 12.37 mmol) in 3 portions.
The heterogeneous mixture turned yellow within 2 min. After 2 min, freshly distilled bromoform (1.08 mL, 12.37 mmol) was added dropwise in petroleum ether (20 mL) over 4 min. The reaction mixture was allowed to stir at -20 °C until starting material was consumed as observed by TLC. After 45 min, the mixture was removed from the cooling bath and filtered through a silica plug with 25% 8, 195.7, 144.1, 125.6, 49.7, 47.4, 45.3, 39.4, 34.7, 29.9, 27.0, 22 4, 195.3, 145.3, 125.9, 54.9, 48.0, 46.9, 38.3, 35.6, 29. 8, 28.4, 20.0 293.0161. TLC (20% EtOAc in hexanes) R f = 0.32 (CAM Stain).
Carbamate 10:
To a solution of tert-butyl allylcarbamate 9 (402 mg, 2.56 mmol) in degassed THF (4.3 mL) was added a solution of 9-BBN (0.5 M in THF, 7.2 mL, 3.58 mmol)
at room temperature. After stirring for 4 h, the solution was treated with degassed water (615 µL, 34.14 mmol) for 20 min. In a separate Schlenk flask, bromo enone Samame, Owens and Rychnovsky Page S8 210. 5, 204.6, 204.1, 156.2, 142.6, 139.5, 138.4, 79.3, 55.6, 53.3, 49.8, 49.1, 48.0, 47.04, 46.99, 40.5, 40.1, 39.5, 39.0, 38.3, 36.0, 34.8, 30.5, 29.99, 29.97, 29.92, 29.6, 28.6, 26.7, 25.6, 22.1, 20 
Tricycle 12 and its C10 epimer:
A round bottom flask containing 13 (0.62 g, 2.44 mmol) and 1,10-phenanthroline (2-3 crystals) was dried by azeotroping three times with freshly distilled benzene. The flask was then equipped with a glass stir bar and THF (27 mL) was introduced under Ar. The mixture was cooled to -78 °C and nBuLi/hexanes (2-3 M) was added until a brown dark color persisted (~0.3-0.4 mL). This procedure was performed to quench adventitious proton sources.
LiDBB (12.8 mL, 5.12 mmol, 2.1 equiv) was then added dropwise over 10 min at -78 °C until a dark-green color persisted, and the mixture was allowed to stir for 20 min. A separate flask containing 1-hexynyl copper (0.71 g, 4.94 mmol) and tetrahydrofuran (6.2 mL) was cooled to -78 °C and trimethyl phosphite (1.8 mL, 14.6 mmol) was introduced; the mixture was stirred until a clear solution Samame, Owens and Rychnovsky Page S9
chloride (120 mL), followed by warming to room temperature. After 1 h, the organic layers were separated and the aqueous layers were extracted with ethyl acetate (40 mL) three times. The organic layers were combined, dried and concentrated under vacuum. The resulting mixture was filtered through a plug silica with 20% CH 2 Cl 2 in hexanes to remove excess of 4,4'-di-tert-butylbiphenyl, at which point ethyl acetate was used to flushed the plug. Samame, Owens and Rychnovsky Page S12 5, 139.6, 123.6, 65.7, 60.0, 55.4, 45.9, 45.8, 40.6, 38.7, 37.8, 35.4, 35.0, 34.3, 25.9, 23.4, 22.7, 22.0, 21.6 
